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Synthesis and evaluation of antiviral activities of branched oxetanosine A.

Haraguchi, kazuhiro
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When oxetanoid glycal was reacted silylated N6-benzoyladenine in the presence of
N-iodosuccinimide, the desired glycoside was obtained in 25% yield. Reaction of the glycoside with
allyltributylstannanen was carried out in the presence of AIBN to furnish 3"-C-allyl derivative in 78%
yield as diastereomeric mixture. The allylated nucleoside wa sublected hydride reduction of the ester
moety followed by NaOMe-mediated removal of the benzoyl group of the adenine moiety provied the target
3"-C-allyl-oxetanosine A.
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Figure 1. Structure of oxetanosine A (1) and its base- or
sugar-modified derivatives 2-7.
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Figure 2. Structures of branched-sugar nucleosides
8-11.
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Scheme 1. Synthetic plan leads to 3'-branched oxcetanocin A 14
utilizing oxetanoid glycal 12.
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Scheme 2. Preparation of oxetanod glycal 21 .

BonzAYL—1F 17T ZF YL AL
X R TRIE LA S A kT 5L &
L7 /vaxy RiZk 551N SN2 Kk
I K DBHBRBIEEIT L, A% k8X > 18
NELND, AFtHX L 18 OF =Hkie
AWV L T19 &L, FU 7
A AR ALK F— | 20 LT 5, B
TheE, ANKRFR— b 20 AHIECOES
He, KFOBEEOEW 2 LOKFERTD
SlERE LD BBESS A EIT L, BRI E T

570 J1—v 21 BAEEIRIICE O D,

P72 pEL G IRCThH DI A XX A4 K
TV I—n21 & N-a—RanJgf4 IR
(NIS) OIFEETF. Uik L7z No-~
SANT T2 EROGSED & Tk E
LCAEKRTLZI—R=ULLF 2 ND 211
NONLERIR IR T T = DBCENHEIT L,
7V avR22nEonsd, Ao 2212
FHLTHRYTFARIS D NERESE
HELTURNAHREN NER L., 5l &
TGV HINT 7T H—=LDRINTLEY,
RFEH (RY) O7IERE L7-35514K 23 2345
bbb, mEIC. 28 D RY RiE & il
HEEITOVEMILAEMTH D 3 -k 4 %
vH A28 BT D, BiXT L
A REBER 24 1L, ZOH U A VATENE
WZOW TR D,

TMS Bz

N7
™S, N
\
N N
BnO N, N-bis-TMS-N6-Bz- <\ | )
i =
O, ad'(:lnslne BnO N. N
Y 0,
—_— ‘/
MeO,Cm_ ¥
07 Some z '?
2 I
H\N/Bz
B
T )
J

N7
H\N/Bz N
N B8
N
N N </ | )
</ | BnO N N/
N O,

BnO N/) radical acceptor
O,
—_— R!
radical C-C bond H
formation C
COMe CO,Me

mn 23
R' = carbon-substituent

NH,
N S
¢TI J
. _HO N N\F
1) hydride reduction 0.
2) deprotection R!
\OH

24

Scheme 3. Synthesis of 3'-branched oxetanosine A 24.
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Scheme 5. Synthesis of 3'-branched oxetanosine A 24.
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